The title compounds can readily be prepared from ß-O'-ethoxyethylidene) 5-amino-l//-pyrazole4-caiboxhydrazides and primaiy amines under organic solvent free conditions. Their conformational features were deduced from the'H NMR data. 
The aminopNTazolccartoxhvdrazidcs 6 and 7 (Scheme 2) were prepared according to procedures described in the literature. They react with triethyl orthoacctate in rcfluxing acetonitrilc to afford the |H l'-ethoxyethylidcne) derivatives 1 and 8. As indicated by 'H NMR. formation of 5-[(l'-eüioxyethyhdene)anüno|p\Tazolc^<aiboxhydrazides does not occur (no signal around 4 -4.5 ppm. the expected position for the signal due to the protons attached to the ß-hydrazide nitrogen atom (4. 5)). Such a selectivity is related to the conjugation between the amino group at the 5-position and the carbonvl function in the starting hetcrocycles 6 and 7.
Substitution of the ethoxy moiety in 1 and 8 could be achiev ed by thermal treatment with a primary aromatic or aliphatic amine in the absence of organic solvent. However the intermediate aminoethylidene compounds (9) were not isolated; they react intramolecularlv. by loss of water, to yield the (aminopyrazolyl)triazoles 10 -21 rather than the dihydropyrazolotriazepinones 22. which have been demonstrated to be rather elusive (1, 2. 7), or the oxadiazoles 23 (Scheme 2). That can reasonnably be explained by the higher nucleophilicity of the nitrogen atom of the aminoethylidene function in 9, as compared to the other potential reactive sites (O of the carbonvl group and Ν of the 5-amino group).
Inspection of the 'H NMR data of compounds 10 -21 is revealing of their spatial conformation. ppm This suggests that that proton is located in the vicinity of the aiyl group, and the shielding occurs as. due to steric hindrances, the N(4) aiyl group is anti to the amino moiety and is almost perpendicular to a plane consisting of the heterocycles.
Conclusions
In this paper we disclose a simple procedure for the preparation of novel 3-pyrazolyl-t//-l,2,4-triazoles and it appeared that the spatial structures of the title compounds are highly dependent on the nature of the substituent on the N(4) atom of the triazole ring : when it is a aiyl group, its position with respect to the five membered rings is frozen in a preferential conformation, a restriction that is suppressed by incorporating methylene units on the N(4) atom of the triazole system. Our results also illustrate a further synthetic capability of the 3-[l'-heteroalkylidene] 5-aminopyrazole^-carboxhydrazides and demonstrate that the chemical behavior of such compounds is dramatically determined by the distribution of the electronic charges on the heteroalkvlidene moiety.
Experimental
Melting points (not corrected) were recorded on a hot-stage microscope. All compounds were characterized by infrared spectra (Perkin-Elmer FTIR 1760K spectrophotometer) and NMR spectra (TMS as internal reference ; Varian EM-360 L spectrometer, 60 MHz for 'H or Brucker AMX spectrometer, 300 MHz for 'H; 75 MHz for 13 C). Elemental analyses were performed at the Station de Haute Belgique (Libramont-Chevigny, Belgium).
In order to study the possibility of controlling the orientation of the cyclization step (ratio 2:3). we decided to modify the clcctronic density of the CI' atom of ß-O'-hctcrocthylidenc) 5-aimnopyrazolc-4-cait».vhydrazidcs by introducing various amino moieties at that position. We assumed that this could be possible by reacting 1 with primary aliphatic and aromatic amines. The results of this investigation are reported hereafter and illustrate, in fact a further synthetic possibility of those aminopyxazolecarboxhydrazides. 
Results

Q
A simple route to novel 3-(5-amino-lH-pyrazol-4-yl)-5-methyl-4H-1,2,4-triazoles
ß-(l '-Ethoxyethylidene) 5-ivmno-1-phenyl-lH-pyrazole-4-carhoxhydrazide (8)
A
3-(5-Amino-l-methyl-lH-pyrazol-4-yl)-4-(4-chlorophenyl)-5-methyl-4H-l,2,4-triazole
3-(5-Amino-l-methyl-lH-pyrazol-4-yl)-4-(4-methoxyphenyl)-5-methyl-4H-l,2,4-triazole
3-(5-Amino-1-methyl-lH-pyrazol-4-yl)-4-[3-(dimethvlamino)propyl]-5-methyl-4H
3-(5-Amino-l-phenyl-lH-p\razol-4-yl)-5-methyl-4-phenyl-4H-l,2,4-tnazole 16.
Yield 
3-(5-Amino-l-phenyl-lH-pyrazol-4-yl)-4-(4-chlorophenyl)-5-methyl-4H-1,2,4-tnazole
24,07.
3-(5-Aminchl-phenyl-lH-pyrazol-4-yl)-4-(4-methoxyphenyl)-5-methyi-4H-l,2,4-triazole
